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(57)Abstract: 

PROBLEM TO BE SOLVED: To provide a polyvinyl alcohol-based 

thermosetting binder resin composition having excellent electrolyte 

resistance at a high temperature (50°C) close to an upper limit 

temperature in using a lithium secondary battery and excellent 

elasticity and flexibility, and causing no crack, no peeling and no 

falling of a mix layer in a manufacturing process; mix slurry having . ...... 

the thermosetting binder resin composition and a positive electrode totlgvtl^ 

active material or a negative electrode active material; an electrode '(ill.) 
obtained by applying the mix slurry to a collector and drying it; a OGO-GH-C H-GOOH 

nonaqueous electrolyte secondary battery capable of substantially *- • - - 

reducing a decline of energy capacity in a charge and discharge 
cycle at 50°C by using the electrode. 

SOLUTION: (A) Thermosetting polyvinyl alcohol-based resin, (B) an 
acrylic resin-based plasticizer and (C) the thermosetting binder 
resin composition containing a solvent; a thermosetting polyvinyl 
alcohol-based binder resin having a thermosetting unit shown by 
general formula (III) and the thermosetting binder resin composition 
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containing the solvent; the mix slurry containing the binder resin composition, are used in these electrode 
and nonaqueous electrolyte secondary battery, (one of R3 and R4, is hydrogen, and the other is an alkenyl 
group). 
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* NOTICES * 

JPO and NCI PI are not: responsible for any 
damages caused by the use of this translation. 

1 .This document has been translated by computer. So the translation may not reflect the original precisely. 

2 **** shows the word which can not be translated. 
3. In the drawings, any words are not translated. 



[Claim 1] (A) The thermosetting binder resin constituent characterized by including thermosetting polyvinyl 
alcohol system binder resin, (B) acrylic resin system plasticizer, and the (C) solvent. 
[Claim 2] (A) The thermosetting binder resin constituent according to claim 1 with which a component is 
characterized by having the thermosetting unit shown by the general formula (I). 



(R expresses the organic radical of bivalence among a formula.) 

[Claim 3] (B) The thermosetting binder resin constituent according to claim 1 characterized by a component 
being the derivative of the polymerization object of the monomer shown by the general formula (II), or this 
polymerization object. 
[Formula 2] 

CH 2 =C-COO-R 2 

(Rl expresses hydrogen or a methyl group among a formula, and R2 expresses hydrogen, a glycidyl group, or 
die alkyl group of the carbon atomic numbers 6-18.) 

[Claim 4] (C) The thermosetting binder resin constituent of claim 1-3 characterized by a component being a 
partially aromatic solvent containing a nitrogen containing organic solvent or it given in any 1 term. 
[Claim 5] General formula (III) Thermosetting binder resin constituent characterized by including the 
thermosetting polyvinyl alcohol system binder resin and the solvent which have the thermosetting unit shown. 



(Among a formula, one side expresses hydrogen and, as for R3 and R4, another side expresses an alkenyl 
radical.) 

[Claim 6] The thermosetting binder resin constituent according to claim 5 with which the alkenyl radical in a 
thermosetting unit is characterized by being a dodecenyl radical. 

[Claim 7] The thermosetting binder resin constituent characterized by including the thermosetting binder resin 
and the solvent whose soluble parameters are 24.5-26.5(MJ/m3) 1/2. 

[Claim 8] the mixture characterized by including the thermosetting binder resin constituent, and positive active 
material or a negative-electrode active material of claim 1 -7 given in any 1 term — a slurry. 
[Claim 9] the mixture according to claim 8 characterized by positive active material being the lithium content 
metal multiple oxide which can insert and emit a lithium ion reversibly by charge and discharge — a slurry. 
[Claim 10] the mixture according to claim 8 characterized by a negative-electrode active material being the 
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carbon material which can insert and emit a lithium ion reversibly by charge and discharge — a slurry. 

[Claim 1 1] the mixture of claim 8-10 given in any 1 term — the electrode characterized by applying a slurry to a 

charge collector, drying and being obtained. 

[Claim 12] The nonaqueous electrolyte system rechargeable battery characterized by using an electrode 
according to claim 1 1 . 

[Claim 13] the mixture with which an electrode contains a thermosetting binder resin constituent, and positive 
active material or a negative-electrode active material in the nonaqueous electrolyte system rechargeable battery 
containing an electrode and the electrolytic solution containing a chain-like organic solvent — the nonaqueous 
electrolyte system rechargeable battery with which a slurry is applied to a charge collector, and it dries, and is 
obtained, and the soluble parameter (SP value) of this thermosetting binder resin and the difference of SP value 
of this chain-like organic solvent are characterized by being or more 3(MJ/m3) 1/2. 

[Claim 14] The nonaqueous electrolyte system rechargeable battery according to claim 13 with which a degree 
of swelling [ in / the degree of swelling in 50 degrees C of the thermosetting binder resin to the electrolytic 
solution is larger than the degree of swelling in 25 degrees C, and / 50 degrees C ] is characterized by being less 
than 10%. 

[Claim 15] The nonaqueous electrolyte system rechargeable battery according to claim 13 characterized by 
thermosetting binder resin having winding nature. 

[Claim 16] Thermosetting binder resin is a general formula (III). Nonaqueous electrolyte system rechargeable 
battery according to claim 13 characterized by being thermosetting polyvinyl alcohol system binder resin which 
has the thermosetting unit shown. 



(Among a formula, one side expresses hydrogen and, as for R3 and R4, another side expresses an alkenyl 
radical.) 

[Claim 17] The nonaqueous electrolyte system rechargeable battery according to claim 16 with which the 
alkenyl radical in a thermosetting unit is characterized by being a dodecenyl radical. 
[Claim 1 8] The nonaqueous electrolyte system rechargeable battery according to claim 1 3 with which a 
thermosetting binder resin constituent is characterized by including (A) thermosetting polyvinyl alcohol system 
binder resin, (B) acrylic resin system plasticizer, and the (C) solvent. 

[Claim 19] General formula for the electrode materials of a nonaqueous electrolyte system rechargeable battery 
(III) Thermosetting polyvinyl alcohol system binder resin which has the thermosetting unit shown. 



(Among a formula, one side expresses hydrogen and, as for R3 and R4, another side expresses an alkenyl 
radical.) 

[Claim 20] Thermosetting polyvinyl alcohol system binder resin according to claim 19 with which the alkenyl 
radical in a thermosetting unit is characterized by being a dodecenyl radical. 



[Translation done.] 
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DETAILED DESCRIPTION 



[Detailed Description of the Invention] 
[0001] 

[Field of the Invention] this invention — the thermosetting binder resin constituent of a polyvinyl alcohol 
system, and a mixture — it is related with the thermosetting polyvinyl alcohol system binder resin for the 
electrode materials of a slurry, an electrode, a nonaqueous electrolyte system rechargeable battery, and a 
nonaqueous electrolyte system rechargeable battery. 
[0002] 

[Description of the Prior Art] The miniaturization of electronic equipment and portable-ization progress, energy 
density is high as the power source, and a long lasting rechargeable battery is desired. In recent years, the 
nonaqueous electrolyte system rechargeable lithium-ion battery (henceforth a lithium secondary battery) which 
can improve an energy density sharply is developed, and it has spread quickly. The carbon material which has 
the multilayer structure in which insertion (formation of a lithium intercalation compound) and emission of a 
between [ the layers of a lithium ion ] are possible as an active material of a negative electrode is mainly used 
for this lithium secondary battery, using a lithium content metal multiple oxide as an active material of a 
positive electrode, the electrode plate of a positive electrode and a negative electrode — these active materials 
and a binder resin constituent (solvents, such as a binder resin + N-methyl-2-pyrrolidone or water) — kneading - 
- a mixture — a slurry is prepared, the double spread of this is carried out on the metallic foil which is a charge 
collector, desiccation removal of the solvent is carried out, and it is pressed and produced with the roll press 
machine after forming a binder layer. As this binder resin, polyvinylidene fluoride (henceforth PVDF) is used 
abundantly for the positive electrode and the negative electrode. 

[0003] However, since the adhesion of the interface of a charge collector and a binder layer is inferior when 
PVDF is used as binder resin, (1) A part or all of a binder layer exfoliates and falls out from a charge collector 
at the process which winds decision of the plate of a positive electrode and a negative electrode, or the 
aforementioned plate around a curled form through a separator. (2) Since the carbon material of a negative- 
electrode active material expands and contracted by the charge and discharge of a lithium secondary battery, 
there are problems, like a part or all of a binder layer exfoliates and falls out from a charge collector, and it had 
become the cause of a fall of the energy capacity in the charge-and-discharge cycle of a lithium secondary 
battery. 

[0004] As the solution approach of this problem, vinylidene fluoride is used as a principal component and JP,6- 
172452,A has the indication of using the vinylidene fluoride system copolymer obtained by this by 
copolymerizing little partial saturation dibasic-acid monoester. However, when such a vinylidene fluoride 
system copolymer is used as binder resin, The resistance over the electrolytic solution poured in by the fall of 
(1) crystallinity after winding while the adhesion of the interface of a charge collector and a binder layer 
improves sharply (It is hereafter called electrolytic-solution-proof nature) falls, become easy to swell, and 
contact of the interface of a charge collector and a binder layer and contact between the active materials in a 
binder layer become loose. This leads to collapse of the electric conduction network of the whole plate, and the 
energy capacity of a cell falls. (2) Under the high voltage, the decomposition accompanied by desorption and 
generation of strong corrosive hydrogen fluoride becomes easy to take place, internal pressure rises, there is evil 
of a cell stopping functioning, and it has not resulted in solution of an essential problem. 

[0005] Moreover, using diene system synthetic rubber, such as styrene butadiene rubber (henceforth SBR), for 
JP,5-74461,A is proposed as binder resin which replaces ********** ? suc h as PVDF. however — although 
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diene system synthetic rubber, such as SBR, has many which have electrolytic-solution-proof nature good in 
itself — a mixture — the stability of the active material in the inside of a slurry is remarkably inferior, and an 
active material tends to sediment. For this reason, since addition of thickeners, such as a cellulose, or a surface 
active agent was needed and these additives dissolved in the electrolytic solution, there was a problem to which 
the energy capacity of a lithium secondary battery falls. On the other hand, the ingredient system in which the 
above-mentioned fluorine-containing ****** differ in a property with the binder resin of a rubber system is also 
proposed. For example, JP,9-1 15506,A, JP,1 1-6721 5,A, JP,1 1-672 16,A, and JP,1 1-250915,A have the 
indication of the hydrogen bond mold binder resin which makes polyvinyl alcohol a subject. 
[0006] However, since each of these polyvinyl alcohol system binder resin is thermoplasticity, Since it is the 
hard polymer which electrolytic-solution-proof nature hot [ near the use upper limit temperature of a lithium 
secondary battery ] (50 degrees C) is inadequate, and the elevated-temperature life of a lithium secondary 
battery is short, and has crystallinity, In independent use, flexibility and flexibility are inadequate, the crack of a 
binder layer, and exfoliation and omission occur at roll press shaping or a winding process, and there is a 
problem of being hard to produce a normal lithium secondary battery. 
[0007] 

[Problem(s) to be Solved by the Invention] The purpose of this invention is to offer the thermosetting binder 
resin constituent of the good polyvinyl alcohol system of flexibility and flexibility which is excellent in the 
electrolytic-solution-proof nature in the elevated temperature (50 degrees C) near the use upper limit 
temperature of a lithium secondary battery, and does not have the crack of a binder layer, and exfoliation and 
omission at a cell production process, the mixture which has the thermosetting binder resin constituent, the 
positive active material, or the negative-electrode active material of a polyvinyl alcohol system of at least the 
above [ other purposes of this invention ] — it is in offering a slurry, moreover, other purposes of this invention - 
- the aforementioned mixture — it is in offering the electrode obtained by applying a slurry to a charge collector 
and drying. Moreover, other purposes of this invention are to offer the nonaqueous electrolyte system 
rechargeable battery of the elevated-temperature longevity life which can reduce sharply the fall of the energy 
capacity in a 50-degree C charge-and-discharge cycle using the aforementioned electrode. The purpose of 
further others of this invention is to offer the thermosetting polyvinyl alcohol system binder resin for the 
electrode materials of a nonaqueous electrolyte system rechargeable battery. 
[0008] 

[Means for Solving the Problem] this invention — the following thermosetting polyvinyl alcohol system binder 
resin constituents and a mixture « the thermosetting polyvinyl alcohol system binder resin for the electrode 
materials of a slurry, an electrode, a nonaqueous electrolyte system rechargeable battery, and a nonaqueous 
electrolyte system rechargeable battery is offered. 

1 .(A) Thermosetting binder resin constituent characterized by including thermosetting polyvinyl alcohol system 
binder resin, (B) acrylic resin system plasticizer, and (C) solvent. 

2. (A) Thermosetting binder resin constituent of one above-mentioned publication with which component is 

characterized by having thermosetting unit shown by general formula (I). 

[0009] 

[Formula 5] 
-ch 2 ch 

(i) 

>CO-R-COOH 



2^r 

J* 



(R expresses the organic radical of bi valence among a formula.) 

3.(B) Thermosetting binder resin constituent of one above-mentioned publication characterized by component 

being derivative of polymerization object of monomer shown by general formula (II), or this polymerization 

object. 

[0010] 

[Formula 6] 

I (H) 
CH 2 =C-COO-R 2 
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(Rl expresses hydrogen or a methyl group among a formula, and R2 expresses hydrogen, a glycidyl group, or 
the alkyl group of the carbon atomic numbers 6-18.) 

4. (C) Thermosetting binder resin constituent of the above 1-3 characterized by component being partially 
aromatic solvent containing nitrogen containing organic solvent or it given in any 1 term. 

5. General formula (III) Thermosetting binder resin constituent characterized by including the thermosetting 
polyvinyl alcohol system binder resin and the solvent which have the thermosetting unit shown. 



(Among a formula, one side expresses hydrogen and, as for R3 and R4, another side expresses an alkenyl 
radical.) 

6. Thermosetting binder resin constituent of five above-mentioned publication with which alkenyl radical in 
thermosetting unit is characterized by being dodecenyl radical. 

7. Thermosetting binder resin constituent characterized by including thermosetting binder resin and solvent 
whose soluble parameters are 24.5-26.5(MJ/m3) 1/2. 

[0012] 8. the mixture characterized by including the thermosetting binder resin constituent, and positive active 
material or a negative-electrode active material of the above 1-7 given in any 1 term — a slurry. 

9. the mixture of eight above-mentioned publication characterized by positive active material being the lithium 
content metal multiple oxide which can insert and emit a lithium ion reversibly by charge and discharge — a 
slurry. 

10. the mixture of eight above-mentioned publication characterized by a negative-electrode active material 
being the carbon material which can insert and emit a lithium ion reversibly by charge and discharge — a slurry. 

1 1 . the mixture of the above 8-10 given in any 1 term — the electrode characterized by applying a slurry to a 
charge collector, drying and being obtained. 

12. The nonaqueous electrolyte system rechargeable battery characterized by using the electrode of 1 1 above- 
mentioned publication. 

13. the mixture with which an electrode contains a thermosetting binder resin constituent, and positive active 
material or a negative-electrode active material in the nonaqueous electrolyte system rechargeable battery 
containing an electrode and the electrolytic solution containing a chain-like organic solvent — the nonaqueous 
electrolyte system rechargeable battery with which a slurry is applied to a charge collector, and it dries, and is 
obtained, and the soluble parameter (SP value) of this thermosetting binder resin and the difference of SP value 
of this chain-like organic solvent are characterized by to be or more 3(MJ/m3) 1/2. 

14. The nonaqueous electrolyte system rechargeable battery of 13 above-mentioned publication characterized 
by a degree of swelling [ in / the degree of swelling in 50 degrees C of the thermosetting binder resin to the 
electrolytic solution is larger than the degree of swelling in 25 degrees C, and / 50 degrees C ] being less than 



15. The nonaqueous electrolyte system rechargeable battery of 13 above-mentioned publication characterized 
by thermosetting binder resin having winding nature. 

16. Thermosetting binder resin is a general formula (III). Nonaqueous electrolyte system rechargeable battery of 
13 above-mentioned publication characterized by being thermosetting polyvinyl alcohol system binder resin 
which has the thermosetting unit shown. 

[0013] 
[Formula 8] 



[0011] 




iCO-CH-CH-COOH 



10%. 





CO-CH-CH-COOH 



fi 3 f! 4 
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(Among a formula, one side expresses hydrogen and, as for R3 and R4, another side expresses an alkenyl 
radical.) 

17. The nonaqueous electrolyte system rechargeable battery of 16 above-mentioned publication with which the 
alkenyl radical in a thermosetting unit is characterized by being a dodecenyl radical. 

18. The nonaqueous electrolyte system rechargeable battery of 13 above-mentioned publication with which a 
thermosetting binder resin constituent is characterized by including (A) thermosetting polyvinyl alcohol system 
binder resin, (B) acrylic resin system plasticizer, and the (C) solvent. 

19. General formula for the electrode materials of a nonaqueous electrolyte system rechargeable battery (III) 
Thermosetting polyvinyl alcohol system binder resin which has the thermosetting unit shown. 

[0014] 



(Among a formula, one side expresses hydrogen and, as for R3 and R4, another side expresses an alkenyl 
radical.) 

20. Thermosetting polyvinyl alcohol system binder resin of 19 above-mentioned publication with which the 

alkenyl radical in a thermosetting unit is characterized by being a dodecenyl radical. 

[0015] 

[Embodiment of the Invention] In the thermosetting binder resin constituent of this invention, (A) thermosetting 
polyvinyl alcohol system binder resin is obtained by introducing a thermosetting unit into polyvinyl alcohol 
system resin. For example, the polyvinyl alcohol system resin which introduced the carboxyl group, the epoxy 
group, etc. as a thermosetting unit is mentioned. Among these, the polyvinyl alcohol system resin which 
introduced the carboxyl group is desirable in respect of coexistence of thermosetting and preservation stability, 
and it is points, such as carboxyl group plug and go integration, especially, and is a general formula (I). 
[0016] 

[Formula 10] 



The polyvinyl alcohol system resin which has the thermosetting unit shown by (R expresses the organic radical 
of bivalence among a formula) is more desirable. These (A) components are independent or it is desirable to 
combine two or more kinds and to use. 

[0017] Installation of a thermosetting unit shown by the above-mentioned general formula (I) to polyvinyl 
alcohol system resin is usually performed by making a cyclic anhydride react to polyvinyl alcohol system resin. 
Under the present circumstances, if an alkenyl succinic-acid anhydride is used as a cyclic anhydride, it is a 
general formula (HI). The thermosetting polyvinyl alcohol system binder resin which has the thermosetting unit 
shown is obtained. Unless it refuses especially the following, a "cyclic anhydride" shall contain a "alkenyl 
succinic-acid anhydride." 

[0018] As polyvinyl alcohol system resin, although there is especially no limit, they are points, such as 
electrolytic-solution-proof nature, more than 85 mol % has a desirable saponification degree (JIS K 6726: based 
on the test method of polyvinyl alcohol), more than its 90 mol % is more desirable, more than its 95 mol % 
especially is desirable, and more than its 98 mol % is very desirable. Moreover, 500-5,000 are desirable, as for 
average degree of polymerization (JIS K 6726: based on the test method of polyvinyl alcohol), 1,000-3,000 are 
more desirable, and it is desirable that it is especially 1,500-2,500. average degree of polymerization is less than 
500 — a mixture — when it is [ that the active material in a slurry tends to sediment ] inferior to preservation 
stability and average degree of polymerization exceeds 5,000, there is an inclination for the solubility to a 
solvent to fall and for handling to become difficult. 
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[0019] In addition, the above-mentioned polyvinyl alcohol system resin may be various kinds of denaturation 
objects (for example, thing by which the long-chain alkyl group etc. was partially introduced into the side 
chain). These polyvinyl alcohol system resin is independent, or is combined two or more kinds and used. 
Although there is especially no limit, as the above-mentioned cyclic anhydride, for example A 
tetrahydrophthalic anhydride, A methyl tetrahydrophthalic anhydride, a trialkyltetrahydrophthalic acid 
anhydride, A hexahydrophthalic anhydride, a methyl hexahydrophthalic anhydride, A NAJIKKU acid 
anhydride, a methyl NAJIKKU acid anhydride, a methyl 2 permutation butenyl tetrahydrophthalic anhydride, 
An itaconic-acid anhydride, a succinic-acid anhydride, a citraconic anhydride, a dodecenyl succinic-acid 
anhydride, A maleic-acid anhydride, the maleic-acid anhydride addition product of a methyl cyclopentadiene, 
Alkylation and an alkylene tetrahydrophthalic anhydride, a phthalic-acid anhydride, A chlorendic anhydride, a 
tetrachlorophthalic anhydride, a tetrabromophthalic anhydride, a tricarballylic acid anhydride, the Reno Laing 
acid addition product of a maleic-acid anhydride, the sorbic-acid addition product of a maleic-acid anhydride, 
trimellitic anhydride, etc. are mentioned. Among these, a succinic-acid anhydride with little steric hindrance is 
desirable in respect of reactivity with the alcoholic hydroxyl in polyvinyl alcohol system resin, the 
thermosetting of the (A) component obtained, etc. These cyclic anhydrides are independent, or are combined 
two or more kinds and used. 

[0020] General formula (III) As an alkenyl succinic-acid anhydride used in order to manufacture the 
thermosetting polyvinyl alcohol system binder resin which has the thermosetting unit shown, although there is 
especially no limit, what is points, such as flexibility and flexibility, and has a dodecenyl radical (alkenyl 
radical of a carbon number 12) is desirable. These alkenyl succinic-acid anhydrides are independent, or are 
combined two or more kinds and used. Moreover, cyclic anhydrides other than an alkenyl succinic-acid 
anhydride may be used together for the purpose of thermosetting, crystalline accommodation etc. 
[0021] It is desirable that the acid-anhydride radical of a cyclic anhydride is 0.01-0.50Eq to lEq of alcoholic 
hydroxyls of polyvinyl alcohol system resin, as for the reaction rate of cyclic anhydrides other than polyvinyl 
alcohol system resin and an alkenyl succinic-acid anhydride, it is more desirable that it is 0.03-0.30Eq, and it is 
desirable that it is especially 0.05-0.20Eq. When there is an inclination for the thermosetting of the (A) 
component obtained as the acid-anhydride radical of a cyclic anhydride is less than 0.01 Eq to fall, and for 
electrolytic-solution-proof nature to fall and it exceeds 0.50Eq, there is an inclination for the crosslinking 
density after heat curing to become large too much, to become brittle, for the crack of the binder layer in a cell 
production process, and exfoliation and omission to occur, and for there to be an inclination which a normal cell 
stops being able to produce easily, and for a cyclic anhydride to remain as an unreacted object. 
[0022] Although there is especially no limit, 0.001 -0.50Eq has the desirable acid-anhydride radical of an 
alkenyl succinic-acid anhydride (cyclic anhydride besides +) to lEq of alcoholic hydroxyls of polyvinyl alcohol 
system resin, the reaction rate of polyvinyl alcohol system resin and an alkenyl succinic-acid anhydride (cyclic 
anhydride besides +) has more desirable 0.005-0.30Eq, and especially its 0.01-0.20Eq is desirable. If the acid- 
anhydride radical of an alkenyl succinic-acid anhydride (cyclic anhydride besides +) is less than 0.00 lEq If 
there is an inclination which becomes inadequate [ flexibility, flexibility, etc. ], and there is an inclination for 
thermosetting to fall and for electrolytic-solution-proof nature to fall and it exceeds 0.50Eq The crosslinking 
density after heat curing becomes large too much, become brittle, and the crack of a binder layer, and 
exfoliation and omission occur in a cell production process. There is an inclination for there to be an inclination 
which a normal cell stops being able to produce easily, for there to be an inclination for crystallinity to fall and 
for electrolytic-solution-proof nature to fall, and for an alkenyl succinic-acid anhydride (cyclic anhydride 
besides +) to remain as an unreacted object. 

[0023] As for the reaction of the above-mentioned polyvinyl alcohol system resin and a cyclic anhydride, it is 
desirable among an organic solvent to carry out in the anhydrous condition substantially. Especially a limit does 
not have an organic solvent. For example, a N-methyl-2-pyrrolidone, Amides, such as N,N-dimethylacetamide 
and N.N-dimethylformamide N and N-dimethyl ethylene urea, N, and N-dimethyl propylene urea, Lactone, 
such as urea, such as tetramethyl urea, gamma-butyrolactone, and gamma-caprolactone Carbonate, such as 
propylene carbonate, a methyl ethyl ketone, Ketones, such as methyl isobutyl ketone and a cyclohexanone, 
ethyl acetate, N-butyl acetate, butyl-cellosolve acetate, butyl carbitol acetate, Sulfones, such as hydrocarbons, 
such as glymes, such as ester, such as ethylcellosolve acetate and ethyl carbitol acetate, a jig lime, a TORIGU 
lime, and tetraglyme, toluene, a xylene, and a cyclohexane, and a sulfolane, are mentioned, among these — 
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coming out — the active hydrogen with which the amides of a nitrogen containing organic solvent and urea are 
desirable with active hydrogen, and they tend to check the reaction of polyvinyl alcohol system resin and a 
cyclic anhydride in respect of the high solubility over polyvinyl alcohol system resin, the high reaction 
promotion nature of polyvinyl alcohol system resin and a cyclic anhydride, etc. — ****-- it is an absent point, 
and N-methyl-2-pyrrolidone, N,N-dimethylacetamide, N, and N-dimethyl ethylene urea, N, and N-dimethyl 
propylene urea and tetramethyl urea are more desirable, and especially a N-methyl-2-pyrrolidone is desirable 
especially. These organic solvents are independent, or are combined two or more kinds and used. 
[0024] The 50 - 10,000 mass section is desirable to the total amount 100 mass section of polyvinyl alcohol 
system resin and a cyclic anhydride, the amount of the organic solvent used has the more desirable 200 - 5,000 
mass section, and especially its thing to consider as the 300 - 3,000 mass section is desirable. Solubility is 
deficient in this amount used in under 50 mass sections, and if a lifting and the 10,000 mass sections which 
become empty are exceeded, a reaction will stop easily being able to complete ununiformity-izing and 
hyperviscosity-izing of the system of reaction. 

[0025] 40-250 degrees C is desirable, the reaction temperature of polyvinyl alcohol system resin and a cyclic 
anhydride has more desirable 60-200 degrees C, and especially its thing to consider as 80-150 degrees C is 
desirable. Moreover, 10 minutes or more are desirable, 30 minutes - 10 hours of reaction time are more 
desirable, and it is desirable. [ of especially the thing to consider as 1 - 5 hours ] At less than 40 degrees C, a 
reaction cannot progress [ reaction temperature ] easily, and it is hard to complete a reaction. If reaction 
temperature exceeds 250 degrees C, a system may gel according to side reaction and it will be hard coming to 
control a reaction. Moreover, reaction time stops easily being able to complete a reaction in less than 10 
minutes. 

[0026] In the reaction of polyvinyl alcohol system resin and a cyclic anhydride, a catalyst can be used if needed. 
As a catalyst, for example Triethylamine, triethylenediamine, N.N-dimethylaniline, N,N-diethylaniline, N, and 
N-dimethyl benzylamine, N-methyl morpholine, N-ethyl morpholine, N, and N-dimethyl piperazine, Viridin, 
picoline, 1, the third class amines of 8-diazabicyclo [5, 4, 0] undecene-7 grade, 2-methylimidazole, 2-ethyl 
imidazole, 2-ethyl -4-methylimidazole, 2-methyl-4-methyl imidazole, l-cyanoethyl-2-methylimidazole, 1- 
cyanoethyl-2-phenylimidazole, a 2-phenyl-4-methyl 15-hydroxymethyl imidazole, Imidazole derivatives, such 
as 2-phenyl-4, 5-dihydroxymethylimidazole and 1 -azine-2-methylimidazole, Organic tin, such as dibutyltin 
dilaurate, 1, and 3-diacetoxy tetrabuthyl distannoxane a tetraethylammonium bromide and bromination — 
tetrabutylammonium and benzyl-chloride triethyl ammonium — A trioctylmethylammonium chloride, a 
cetyltrimethylammonium bromide, Iodation tetrabutylammonium, iodation dodecyl trimethylammonium, 
BENJIRUJIMECHIRU tetradecyl ammonium acetate, chlorination tetra-FERU phosphonium, triphenylmethyl 
chloride phosphonium and bromination — the fourth class onium salts, such as tetramethylphosphonium, — 
Organic phosphorous compounds, such as 3-methyl-l-phenyl-2-phospholene-l -oxide Organic-acid alkali -metal 
salts, such as sodium benzoate and a benzoic-acid potassium, Metal ether compounds, such as metal-carbonyl 
compounds, such as mineral, such as a zinc chloride, ferric chloride, a lithium chloride, and a lithium bromide, 
and OKUTA carbonyl 2 cobalt (cobalt carbonyl), and tetrabutoxytitanium, are mentioned. These catalysts are 
independent, or can be combined two or more kinds and can be used. The amount of these catalysts used is 0.01 
-10 mass % extent to the solid content of the system of reaction. The soluble parameters of the thermosetting 
polyvinyl alcohol system binder resin of this invention are 24.5-26.5(MJ/m3) 1/2 preferably [ it is desirable 
and ] to 23.5-27.5(MJ/m3) 1/2, and a pan. 

[0027] As an acrylic resin system plasticizer of the (B) component in this invention, if winding nature is given 

to an electrode, there will be especially no limit, for example, it is a general formula (II). 

[0028] 

[Formula 11] 
CH 2 =C-COO-R 2 

The derivative of the polymerization object of the monomer shown by (Rl expresses hydrogen or a methyl 
group among a formula, and R2 expresses hydrogen, a glycidyl group, or the alkyl group of the carbon atomic 
numbers 6-18) or this polymerization object is desirable. R2 in a general formula (II) The monomer of the alkyl 
group of the carbon atomic numbers 6-18, The derivative of a copolymerization object with the monomer of 
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hydrogen or a glycidyl group or this copolymerization object is more desirable. Rl in a general formula (II) — 
the monomer (laurylacrylate) of the alkyl group of the carbon atomic number 12 / Rl has [ R2 / R2 ] especially 
the derivative of the monomer (acrylic acid) copolymerization object of hydrogen desirable at hydrogen from 
hydrogen. Electrolytic-solution-proof nature falls [ the carbon atomic number of the alkyl group of R2 ] less 
than by six. On the other hand, if a carbon atomic number exceeds 18, polymerization nature will fall. These (B) 
components are independent, or are combined two or more kinds and used. 

[0029] When using laurylacrylate / acrylic-acid copolymerization object as a precursor of the (B) component, 
1,000-1,000,000 are desirable, as for the weight average molecular weight, 1,000-100,000 are more desirable, 
and it is desirable that it is especially 1 ,000-10,000. If the function as a plasticizer cannot demonstrate [ weight 
average molecular weight ] enough less than by 1,000 but weight average molecular weight exceeds 1,000,000, 
compatibility with the (A) component and the solubility to a solvent will fall, and handling will become 
difficult. Moreover, 10 - 500 KOHmg/g is desirable, 30 - 200 KOHmg/g of the acid number is more desirable, 
and it is desirable that it is especially 50 - 150 KOHmg/g. If the acid number stops being able to derivatize in 
less than 10 KOHmg/g easily and the acid number exceeds 500 KOHmg/g, the fimction as a plasticizer will fall. 

[0030] (B) When using the derivative of laurylacrylate / acrylic-acid copolymerization object as a component, 
as the derivative, laurylacrylate / acrylic-acid copolymerization object, and a reactant with poly oxazoline, 
polyisocyanate, melamine resin, the poly carbodiimide, polyol, polyamine, an epoxy resin, etc. are mentioned, 
for example. Among these, derivatization is points, such as the Takayoshi plasticity grant to compatibility with 
ease and the (A) component, and the thermosetting binder resin constituent of this invention, and the reactant of 
laurylacrylate / acrylic-acid copolymerization object, and an epoxy resin is desirable. 
[0031] As the above-mentioned epoxy resin, for example The bisphenol A mold epoxy resin, A 
tetrabromobisphenol A mold epoxy resin, a bisphenol female mold epoxy resin, The bisphenol A D mold epoxy 
resin, a naphthalene mold epoxy resin, a biphenyl mold epoxy resin, 2 organic-functions aromatic series 
glycidyl ether, such as a tetramethyl biphenyl mold epoxy resin, A phenol novolak mold epoxy resin, a cresol 
novolak mold epoxy resin, Polyfunctional aromatic series glycidyl ether, such as a dicyclopentadiene-phenol 
mold epoxy resin and a tetra-FENI roll ethane mold epoxy resin, A polyethylene-glycol mold epoxy resin, a 
polypropylene-glycol mold epoxy resin, A neopentyl glycol mold epoxy resin, a dibromo neopentyl glycol 
mold epoxy resin, 2 organic-functions aliphatic series glycidyl ether, such as a hexandiol mold epoxy resin, 2 
organic-functions alicyclic glycidyl ether, such as a hydrogenation bisphenol A mold epoxy resin, A trimethylol 
propane mold epoxy resin, a sorbitol mold epoxy resin, 2 organic- functions aromatic series glycidyl ester, such 
as polyfunctional aliphatic series glycidyl ether, such as a glycerol mold epoxy resin, and phthalic-acid 
diglycidyl ester, Tetrahydrophtal acid diglycidyl ester, diglycidyl hexahydrophthalate, 2 organic- functions 
alicyclic glycidyl ester, such as dimer acid diglycidyl ester and hydrogenation dimer acid diglycidyl ester, 2 
organic-functions aromatic series glycidyl amines, such as N and N-diglycidyl aniline, N, and N-diglycidyl 
trifluoro methylaniline, N, N, N', N'-tetraglycidyl ether -4, 4-diamino diphenylmethane, 1, 3-screw (N and N- 
glycidyl aminomethyl) cyclohexane, Polyfunctional aromatic series glycidyl amines, such as N, N, and O- 
triglycidyl-para aminophenol, An ant cyclic diepoxy acetal, ant cyclic diepoxy AJIPETO, 2 organic-functions 
cycloaliphatic epoxy resin, such as ant cyclic diepoxy carboxylate and vinylcyclohexene dioxide, 
Polyfunctional heterocycle type epoxy resins, such as 2 organic-functions heterocycle type epoxy resins, such as 
diglycidyl hydantoin, and triglycidyl isocyanurate, Two organic functions, such as an organopolysiloxane mold 
epoxy resin, or a polyfunctional silicon content epoxy resin, an epoxy resin above-mentioned NI organic- 
functions type and aliphatic series dicarboxylic acid (a succinic acid — ) A glutaric acid, an adipic acid, a pimelic 
acid, an azelaic acid, a sebacic acid, Dodecane diacid, eicosane diacid, alkylene ether linkage content 
dicarboxylic acid, Alkylene carbonate joint content dicarboxylic acid, butadiene joint content dicarboxylic acid, 
The epoxy resin obtained at the chain expanding reaction with alicyclic and/or dicarboxylic acid (1,4- 
cyclohexane dicarboxylic acid, dimer acid, hydrogenation dimer acid, etc.), such as hydrogenation butadiene 
joint content dicarboxylic acid and dimethylsiloxane joint content dicarboxylic acid, is mentioned. 
[0032] In these, a 2 organic-functions type epoxy resin is desirable in respect of coexistence reversible [ of the 
thermosetting binder resin constituent of the polyvinyl alcohol system of this invention ], and thermosetting etc. 
These epoxy resins are independent, or are combined two or more kinds and used. 0.01-5Eq has the desirable 
epoxy group of an epoxy resin to lEq of carboxyl groups of laurylacrylate / acrylic-acid copolymerization 
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object, the reaction rate of laurylacrylate / acrylic-acid copolymerization object, and an epoxy resin has more 
desirable 0.1 -4Eq, especially its 0.3-3Eq is desirable, and its 0.5-2Eq is very desirable. If the epoxy group of an 
epoxy resin becomes insufficient [ less than 0.01 Eq / compatibility with the (A) component, or the plasticity of 
the thermosetting binder resin constituent of the polyvinyl alcohol system of this invention ] and the epoxy 
group of an epoxy resin exceeds 5Eq, arch forming by side reaction will become excessive, and it will become 
easy to gel the system of reaction. 

[0033] 40-250 degrees C is desirable, the reaction temperature of laurylacrylate / acrylic-acid copolymerization 
object, and an epoxy resin has more desirable 60-200 degrees C, and especially its thing to consider as 80-150 
degrees C is desirable. Moreover, 10 minutes or more are desirable, 30 minutes - 10 hours of reaction time are 
more desirable, and it is desirable. [ of especially the thing to consider as 1 - 5 hours ] If reaction temperature 
cannot complete a reaction easily at less than 40 degrees C and reaction temperature exceeds 250 degrees C, a 
system may gel according to side reaction and it will be hard coming to control a reaction. Moreover, reaction 
time stops easily being able to complete a reaction in less than 10 minutes. 

[0034] As a (C) component in this invention, although there is especially no limit, the organic solvent which 
can be used for the reaction of the polyvinyl alcohol system resin described previously besides water and 
alcohols and a cyclic anhydride is mentioned as it is, for example. Among these, nitrogen containing organic 
solvents, such as amides and urea, are desirable, and the partially aromatic solvent which contains a N-methyl- 
2-pyrrolidone or it especially is more desirable. These (C) components are independent, or are combined two or 
more kinds and used. 

[0035] It is desirable to make the (B) component into 1-50 mass section to the (A) component 100 mass 
section, as for the blending ratio of coal of the (A) component in the thermosetting binder resin constituent of 
this invention, and the (B) component, it is more desirable to consider as 3 - 30 mass section, and especially its 
thing to consider as 5 - 20 mass section is desirable. (B) If plasticization is inadequate in a component being 
under 1 mass section and the (B) component exceeds 50 mass sections, thermosetting will fall and electrolytic- 
solution-proof nature will fall, in addition — the blending ratio of coal of the (C) component — a next mixture — 
it is a slurry preparation process, and in order to add the (C) component if needed, it considers as the amount of 
the arbitration which is not diluted too much. In addition, general formula (III) Even if the (B) component is not 
used for the thermosetting binder resin constituent containing the thermosetting polyvinyl alcohol system binder 
resin which has the thermosetting unit shown, it can give winding nature to an electrode. 

[0036] the thermosetting binder resin constituent of this invention ~ the need — responding — ingredients other 
than (A), (B), and the (C) component, for example, a mixture, — the defoaming agent for improving the 
thixotropy nature grant agent, the thickener, the dispersant, and electrode coating nature for preventing 
sedimentation of the active material in a slurry, various additives called a leveling agent can also be blended. 
[0037] the 1st mixture of this invention — a slurry has the thermosetting binder resin constituent, the positive 
active material, or the negative-electrode active material containing the above-mentioned component (A), (B), 
and the (C) component at least, moreover, the 2nd mixture of this invention — a slurry — at least — general 
formula (III) It has the thermosetting binder resin constituent, the positive active material, or the negative- 
electrode active material containing the thermosetting polyvinyl alcohol system binder resin and the solvent 
which have the thermosetting unit shown. As the aforementioned solvent, although there is especially no limit, 
the organic solvent which can be used for a reaction with the alkenyl succinic-acid anhydride (cyclic anhydride 
besides +) described previously besides water and alcohols is mentioned as it is, for example. Among these, 
nitrogen containing organic solvents, such as amides and urea, are desirable, and the partially aromatic solvent 
which contains a N-methyl-2-pyrrolidone or it especially is more desirable. These solvents are independent, or 
are combined two or more kinds and used. 

[0038] As an aforementioned positive electrode and an aforementioned negative-electrode active material, if a 
lithium ion can be reversibly inserted and emitted by the charge and discharge of a lithium secondary battery, 
there will be especially no limit. The lithium content metal multiple oxide which contains at least one or more 
kinds of metals chosen from a lithium and iron, cobalt, nickel, and manganese as positive active material, for 
example is desirable. On the other hand, as a negative-electrode active material, carbon materials, such as 
amorphous carbon, a graphite, a carbon fiber, corks, and activated carbon, are desirable, and can use a 
composite with metals, such as such a carbon material and silicon, tin, and silver, or these oxides etc., for 
example. These active materials are independent, or are combined two or more sorts and used, in addition, the 
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mixture of a positive electrode — a slurry — electric conduction assistants, such as carbon black and acetylene 
black, — independent — or two or more sorts can be combined and it can also add. 

[0039] a mixture » the rate of a volume ratio with the thermosetting polyvinyl alcohol system binder resin in a 
slurry, positive active material, or a negative-electrode active material [binder resin / active material] has 
desirable [1/99]- [20/80]. When this rate of a volume ratio [binder resin / active material] breaks out [ the crack 
of a binder layer, and exfoliation and omission ] by the cell production process under in [1/99], it is hard to 
produce a normal electrode and a normal cell and [20/80] is exceeded, there is an inclination for the energy 
capacity of a lithium secondary battery to fall. In addition, about the blending ratio of coal of a solvent, it 
considers as the amount of the arbitration which is not diluted too much. 

[0040] the electrode of this invention — the above — a mixture — a slurry is applied to a charge collector, and it 
dries, and is obtained, and the nonaqueous electrolyte system rechargeable battery of this invention is produced 
using the electrode. About the production approach of a nonaqueous electrolyte system rechargeable battery, 
there is especially no constraint in the electrode list of this invention, and all can use a well-known approach for 
it. 

[0041] As nonaqueous electrolyte of the nonaqueous electrolyte system rechargeable battery of this invention 
Although there will be especially no limit if the function as a rechargeable battery is demonstrated For example, 
propylene carbonate, ethylene carbonate, butylene carbonate, Carbonate, such as dimethyl carbonate, diethyl 
carbonate, and methylethyl carbonate Lactone, such as gamma-butyrolactone, trimethoxy methane, 1 , 2- 
dimethoxyethane, Ether, such as diethylether, 2-ethoxy ethane, a tetrahydrofuran, and 2-methyl tetrahydrofuran, 
Sulfoxides, such as dimethyl sulfoxide, 1, 3-dioxolane, Oxo-runs, such as the 4-methyl -1 and 3-dioxolane, an 
acetonitrile, ******** 3 suc h as nitromethane and a N-methyl-2-pyrrolidone, methyl formate, Methyl acetate, 
butyl acetate, methyl propionate, ethyl propionate, Glymes, such as ester, such as trialkyl phosphate, a jig lime, 
a TORIGU lime, and tetraglyme Ketones, such as an acetone, a diethyl ketone, a methyl ethyl ketone, and 
methyl isobutyl ketone Oxazolidinone, such as sulfolanes, such as a sulfolane, and 3-methyl-2-oxazolidinone 
To organic solvents, such as sultones, such as 1, 3-propane ape ton, 4-butane sultone, and the North America 
Free Trade Agreement sultone It LiCl(s). LiC104, LiBF4, Lil, LiC14, LiPF6, LiCF3S03, LiCF3C02, and 
LiAsF6, LiSbF6 and LiBlO — CI 10 and LiAlC14 — The solution which dissolved electrolytes, such as LiBr, LiB 
(C2H5) 4, LiCH3S03, LiC4F9S03, and Li(CF3S02) 2N, is mentioned. In these, the nonaqueous electrolyte 
which dissolved LiPF6 in carbonate is desirable. The organic solvent of nonaqueous electrolyte is independent, 
or is combined two or more kinds and used. 

[0042] The soluble parameter (SP value) of the chain-like solvent of nonaqueous electrolyte has a desirable 
thing with SP value of the binder resin to be used, 3(MJ/m3) 1 / two or more differences. Since the 
compatibility of resin and a solvent will become high too much and the swelling of resin will become easy to 
happen if there are few these differences than 3(MJ/m3) 1/2, it is not desirable. SP values of the ethylene 
carbonate which SP values of the dimethyl carbonate which is the chain-like solvent currently used in the 
example of this invention, and diethyl carbonate are 20.3(MJ/m3) 1/2, and 18.0(MJ/m3) 1/2, and is an annular 
solvent are 30. 1 (MJ/m3) 1/2. 

[0043] In addition, SP value of binder resin is calculated by count from the chemical structure (Toshinao 
Okitsu: "the role of the soluble parameter (SP) to 1DP21 polymer blend", the collection of the 2nd polymer 
ingredients forum summaries, 167-168 (1993)). moreover, SP value of the organic solvent in the electrolytic 
solution is a value determined as the pure thermodynamics target (A. — F.M.Barton, Chem.Rev., and 75,731 
(1975); — the real study macromolecule for Junji Mukai and a Tokuyuki Kaneshiro; engineer, Tokyo, 
Kodansha, Inc., 1981, P. 80-85; Kazuyuki Mihara:description coating study, Tokyo, Riko Publishing Company, 
Inc., 1971, and P. 1 15-1 16). However, since SP value of PVDF has the great difference in the value of calculated 
value (14.1(MJ/m3) 1/2) and an actual measurement (23.2(MJ/m3) 1/2), SP value of PVDF in this invention 
turns into an actual measurement. 

[0044] Moreover, in the nonaqueous electrolyte system rechargeable battery of this invention, the degree of 
swelling in 50 degrees C of the thermosetting binder resin to the electrolytic solution is preferably [ less than 
5% of] desirable less than 10%. If the thermosetting binder resin in an ideal binding condition swells too much 
in the electrolytic solution, the distance of between active materials, an active material, and a charge collector 
will separate, and a poor contact will be started. Moreover, if the adhesive strength of thermosetting binder resin 
declines in the electrolytic solution, thermosetting binder resin will exfoliate and a poor contact will be started. 
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For this reason, conductivity falls and all are considered to cause the loss of power by the formation of a short 
life by capacity fall and an internal resistance rise of a cell. 

[0045] As for the thermosetting binder resin of this invention, it is desirable to have winding nature, a negative 
electrode (the rate of solid content volume ratio 90:10 combination article of amorphous carbon of 20 
micrometers of mean diameters, and a thermosetting polyvinyl alcohol system binder resin constituent — ) The 
thing after 150 degrees C / 16-hour vacuum drying is cut off in width-of-face [ of 60mm ] x die length of 20mm 
within a dry room (temperature of 23**2 degrees C, 5**2% of humidity), a binder layer forming face is carried 
out outside, and is wound around a stainless steel rod with a diameter [ phi ] of 4mm, both ends are piled up, 
and lOOg weight is attached. He holds this condition for 1 minute, and the case where those with winding nature 
and a poor appearance are accepted in the case where a poor appearance, such as a crack and a wrinkling, is not 
accepted in a binder layer front face is made to have no winding nature. 
[0046] 

[Example] Hereafter, this invention is not restricted by these although an example explains this invention in 
more detail. 

To the 11. separable flask equipped with the synthetic agitator, the thermometer, the cooling pipe, distillate 
tubing, and nitrogen gas installation tubing of a Synthetic Example 1 :(A) component polyvinyl alcohol (the 
Unitika, Ltd. make and trade name:Unitika poval UF200G — ) Average degree of polymerization : :5.3 mass % 
51. Olg besides 2000 and saponification degree:98-99-mol % and adsorption moisture (150-degree-C hot-platen 
top / loss on drying during 30 minutes), (C) 644g [ of N-methyl-2-pyrrolidones ] (henceforth NMP) and toluene 
lOg equivalent to a component was taught, under nitrogen aeration, stirring, it applied for 30 minutes and the 
temperature up was carried out to 195 degrees C. The middle, from the hit exceeding 185 degrees C, while the 
moisture in a system carried out azeotropy to toluene, it began to distill. After making the moisture in a system 
distill off keeping it warm at this temperature for 1 to 2 hours, and making toluene flow back until it was lost 
substantially, the toluene in a system was distilled off and it cooled to 120 degrees C. The distillate (others 
[ moisture ]) was about 3ml. 

[0047] Subsequently, after adding 7.69g (it is 0.07Eq as an acid-anhydride radical to lEq of alcoholic hydroxyls 
of polyvinyl alcohol) of succinic-acid anhydrides in the dehydration solution of the polyvinyl alcohol in 120- 
degree-C incubation condition and advancing a reaction to it at this temperature for 1 hour, it cooled to the room 
temperature and (C) component solution of (A) component 8 mass % was obtained. The weight average 
molecular weight (value which computed the sodium chloride as a polyethylene oxide polyethylene-glycol 
reduced property as measurement and palliative by GPC from the calibration curve created using the standard 
polyethylene oxide polyethylene glycol, using as an eluate the water solution prepared so that it might become 
the concentration of 0.1 mols/1.) of the obtained (A) component was 170000, and the acid number was 78 
KOHmg/g. Moreover, SP values of the obtained (A) component were 25.4(MJ/m3) 1/2. 
[0048] The example 1 of preparation: Preparing and stirring the same polyvinyl alcohol 16.90g as what was 
used for the 0.31. separable flask equipped with the preparation agitator of a polyvinyl alcohol water solution, a 
thermometer, and a cooling pipe in the synthetic example 1, and 183.1g of pure water, it applied for 10 minutes 
and the temperature up was carried out to 95 degrees C. After keeping it warm for 1 hour and making it dissolve 
completely at this temperature, it cooled to the room temperature and the polyvinyl alcohol 8 mass % water 
solution was obtained. In addition, since the whole system solidified in the process cooled to a room 
temperature when NMP was used instead of pure water and preparation of a polyvinyl alcohol NMP solution 
was tried separately, preparation was impossible. 

[0049] To the 0.31. separable flask equipped with the synthetic agitator, the thermometer, the cooling pipe, and 
nitrogen gas installation tubing of a Synthetic Example 2:(B) component non-solvent mold laurylacrylate / 
acrylic-acid copolymer (the Soken Chemical & Engineering, Inc. make — ) Trade name : The act flow 
CBL3098, weight-average-molecular-weight:3100, acid-number:97KOHmg/gl09.29g, the bisphenol A mold 
epoxy resin (the Mitsui Chemicals, Inc. make and trade name:EPOMIK R140P — ) Weight per epoxy 
equivalent: 1 87g / eq70.71g (it is 2Eq as an epoxy group to lEq of carboxyl groups of non-solvent mold 
laurylacrylate / acrylic-acid copolymer) was taught, under nitrogen aeration, stirring, it applied for 10 minutes 
and the temperature up was carried out to 150 degrees C. After advancing a reaction at this temperature for 2 
hours, NMP77.14g equivalent to the (C) component was added here, it cooled to the room temperature, and (C) 
component solution of (B) component 70 mass % was obtained. 
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[0050] The weight average molecular weight (value computed as a polystyrene reduced property from the 
calibration curve created using standard polystyrene by GPC, using measurement and a tetrahydrofuran as an 
eluate) of the obtained (B) component was [ 2311 g I eq, and the acid number of 21000 and weight per epoxy 
equivalent ] less than 1 KOHmg/g. The comparison with the polyvinyl alcohol of a raw material estimated the 
thermosetting of the (A) component and electrolytic-solution-proof nature which were obtained in the synthetic 
example 1 . The method of producing a film and thermosetting, and an electrolytic-solution-proof nature 
appraisal method are described below. Thermosetting and an electrolytic-solution-proof nature evaluation result 
are shown in Table 1 . 

[0051] After casting the production predetermined solution of a film into homogeneity on a polyethylene 
terephthalate (it abbreviates to "PET" hereafter) film so that the thickness after desiccation / heat treatment may 
be set to about 30 micrometers, ordinary pressure desiccation was carried out on the 100-degree C hot platen for 
1 hour. Subsequently, after making this heat-treat by reduced pressure within a 1 50-degree C vacuum dryer for 
3 hours, it exfoliated from the PET film, the vacuum drying was carried out at 100 more degrees C for 2 hours, 
and the film was obtained. 

[0052] After measuring the 30mg of the above-mentioned production films about, making it immersed in NMP 
of 8ml of 13.5ml glass screw ****** and sealing with the bottom of the thermosetting appraisal method bone- 
dry ambient atmosphere of 25 degrees C, it heats for 30 minutes all over a 1 50-degree C oil bath. It judged that 
what a thermosetting defect and a film do not dissolve what a film dissolves completely, but is maintaining the 
original form is [ thermosetting ] good. 

[0053] Under the electrolytic-solution-proof nature appraisal method bone-dry ambient atmosphere of 25 
degrees C, the above-mentioned production film is about measured to 30mg accuracy. Nonaqueous electrolyte 
of 8ml of 13.5ml glass screw ****** (the ethylene carbonate / dimethyl carbonate / diethyl carbonate which 
dissolved the 6 phosphorus-fluoride acid lithium by the concentration of 1M = 1 (capacity factor) mixed liquor 
1/1/) the product made from KISHIDA chemistry, lithium secondary battery electrolytic-solution grade, and the 
following — being the same — after making it immersed and sealing, it is kept according to an individual in a 25 
degrees C thermostat and a 50-degree C thermostat for 24 hours. Subsequently, under 25-degree-C bone-dry 
ambient atmosphere, a film is taken out out of nonaqueous electrolyte, the nonaqueous electrolyte adhering to a 
film front face is wiped in desiccation paper, and it asks for mass change, the degree of swelling to nonaqueous 
electrolyte — from a bottom type — computing — what has the value of 50-degree-C degree of swelling smaller 
than the value of 25-degree-C degree of swelling — nonaqueous electrolyte — melting — taking out --a****** 
thing — regarding — poor electrolytic-solution-proof nature — Similarly that to which the value of 50-degree-C 
degree of swelling exceeds 100% although the value of 50-degree-C degree of swelling is larger than the value 
of 25-degree-C degree of swelling Poor electrolytic-solution-proof nature It judged that that whose value of 50- 
degree-C degree of swelling the value of an electrolytic-solution-proof nature common and 50-degree-C degree 
of swelling is larger than the value of 25-degree-C degree of swelling, and is less than 10% about that whose 
value of 50-degree-C degree of swelling the value of 50-degree-C degree of swelling is larger than the value of 
25-degree-C degree of swelling, and is 10 - 100% is [ electrolytic-solution-proof nature ] good. 
Degree of swelling (%) = [(mass before the mass-immersion after immersion) mass before /immersion] xlOO 
[0054] 
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The above result shows that the (A) component used for this invention has the thermosetting which is not 
acquired in the polyvinyl alcohol of a raw material, and electrolytic-solution-proof nature. 
[0055] Example 1 (preparation of the thermosetting binder resin constituent of this invention) 
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Ten mass sections were blended for (C) component solution of (B) component 70 mass % which obtained (C) 
component solution of (A) component 8 mass % obtained in the synthetic example 1 in the synthetic example 2 
with the 100 mass sections by (A) component conversion by (B) component conversion, and the thermosetting 
binder resin constituent of this invention was obtained. The result of having evaluated the thermosetting of the 
thermosetting binder resin constituent of this invention obtained in the example 1 and electrolytic-solution- 



[Table 2] Table 2 
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The above result shows that the thermosetting plasticization polyvinyl alcohol system binder resin constituent 
of this invention has the thermosetting which is not acquired in PVDF, and electrolytic-solution-proof nature. 
[0056] Example 2 (positive electrode a mixture preparation of a slurry) 

while mixing the thermosetting binder tree constituent obtained as positive active material in the lithium rich 
manganic acid lithium (Lil.l2Mn 1.8804) of 10 micrometers of mean diameters, the electric conduction 
assistant (artificial graphite) of 3 micrometers of mean diameters, and the example 1 at the rate of a solid 
content volume ratio of 80:10:10 and adding NMP if needed — kneading — a positive electrode — a mixture — 
the slurry was prepared. 

[0057] Examples 3 and 4 and the examples 1-6 (positive electrode a mixture preparation of a slurry) of a 
comparison 

the presentation shown in Table 3 — an example 2 — the same — carrying out — a positive electrode — a mixture 
— the slurry was prepared. 
[0058] 
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The rate of a solid content volume ratio of the positive active material as an example 2 with the same electric 
conduction assistant, an electric conduction assistant, and a binder resin constituent is the [0059] as an example 
2. [ same ] Example 5 (negative electrode a mixture preparation of a slurry) 

while mixing the thermosetting plasticization polyvinyl alcohol system binder resin constituent obtained as a 
negative-electrode active material in amorphous carbon of 20 micrometers of mean diameters, and the example 
1 at the rate of a solid content volume ratio of 90: 1 0 and adding NMP if needed — kneading — a negative 
electrode — a mixture — the slurry was prepared. 

[0060] An example 6 and the examples 7-10 (negative electrode a mixture preparation of a slurry) of a 
comparison 
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the presentation shown in Table 4 — an example 5 — the same — carrying out ~ a negative electrode — 

— the slurrv was nrenared 



a mixture 



[Table 4] Table 4 
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The rate of a solid content volume ratio of a negative-electrode active material and a binder resin constituent is 
the [0061] as an example 5. [ same ] Example 7 (production of a positive electrode) 

the positive electrode obtained in the example 2 to both sides of a charge collector (aluminium foil) with a 
thickness of 20 micrometers — a mixture — a slurry — a mixture — it applied and dried and the binder layer was 
formed so that coverage might serve as one side 290 g/m2. subsequently, this — a roll press machine — a 
mixture — bulk density serves as 2.6 g/cm3 ~ as ~ rolling out — 54mm width of face — cutting — a strip-of- 
paper-like mixture — the sheet was produced, a mixture — after carrying out ultrasonic welding of the charge 
collector tab made from aluminum to the edge of a sheet, in order to remove volatile components, such as a 
residual solvent and adsorption moisture, completely, the vacuum drying was carried out at 150 degrees C for 
1 6 hours, and the positive electrode was obtained. 

[0062] Examples 8 and 9 and the examples 11-16 (production of a positive electrode) of a comparison 
the positive electrode shown in Table 5 ~ a mixture — the positive electrode was produced like the example 7 
using the slurry. 



[Table 5] Table 5 
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[0063] Example 10 (production of a negative electrode) 

the negative electrode obtained in the example 5 to both sides of a charge collector (copper foil) with a 
thickness of 10 micrometers — a mixture — a slurry — a mixture — it applied and dried and the binder layer was 
formed so that coverage might be set to 65g of one side/, and m2. subsequently, this — a roll press machine — a 
mixture — bulk density serves as 1 .0 g/cm3 — as — rolling out — 56mm width of face — cutting — a short **-like 
mixture — the sheet was produced, a mixture -- after carrying out ultrasonic welding of the charge collector tab 
made from aluminum to the edge of a sheet, in order to remove volatile components, such as a residual solvent 
and adsorption moisture, completely, the vacuum drying was carried out at 150 degrees C for 16 hours, and the 
negative electrode was obtained. 

[0064] An example 1 1 and the examples 1 7-20 (production of a negative electrode) of a comparison 

the negative electrode shown in Table 6 — a mixture — the negative electrode was produced like the example 1 0 

using the slurry. 

[0065] 
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[Table 6] Table 6 
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The condition (existence of exfoliation, existence of a crack) of a binder layer and the appearance change after 
nonaqueous electrolyte immersion were investigated about the obtained electrode. An evaluation result is shown 
in Table 7. 
[0066] 



[Table 7] Table 7 
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* Observation "surface coating" means that a binder covers the front face of an active material by one 1000 
times the scale factor of this with an electron microscope after 50 degrees C and 24-hour immersion. 
[0067] The above result shows that it can be satisfied with the electrode using the thermosetting binder resin 
constituent of this invention of these properties to the electrode only using comparative PVDF or the (A) 
component being incompatible in the adhesion of a binder layer, flexibility, and electrolytic-solution-proof 
nature. 

[0068] Examples 12-18 and the examples 21-23 (production of a lithium secondary battery) of a comparison 
As shown in Table 8, the negative electrode obtained in the positive electrode, the examples 10 and 11, and the 
examples 1 7 and 1 8 of a comparison which were acquired in the above-mentioned examples 7-9 and the 
examples 1 1-13 of a comparison Combination, It winds through a polyethylene fine porosity film separator with 
a thickness [ of 25 micrometers ], and a width of face of 58mm. After producing a spiral-like winding group, the 
aluminum tab terminal which inserted this in the cell can, welded the nickel tab terminal beforehand welded to 
the copper foil of a negative-electrode charge collector to the battery can bottome, and was welded to the 
aluminium foil of a positive-electrode charge collector was welded to the lid. Subsequently, after pouring into a 
cell container 5ml (the ethylene carbonate / dimethyl carbonate / diethyl carbonate which dissolved the 6 
phosphorus- fluoride acid lithium by the concentration oflM=l/l/l (capacity factor) mixed liquor) of 
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nonaqueous electrolyte, this part was sealed in total and the lithium secondary battery of a cylindrical shape 
with a diameter [ of 1 8mm ] and a height of 65mm was produced. 

[0069] After carrying out constant-potential charge of the lithium secondary battery obtained in examples 12-14 
and the example 21 of a comparison by 400mA of charging currents, and discharge voltage 4.2 V, it discharged 
until it amounted to termination electrical-potential-difference 2.7V in 800mA of discharge currents, and first 
time discharge capacity was measured. Moreover, after carrying out constant-potential charge of the cell 
obtained in examples 15 and 17 and the example 22 of a comparison by 750mA of charging currents, and 
discharge voltage 4.2V, it discharged until it amounted to termination electrical-potential-difference 2.5V in 
1500mA of discharge currents, and first time discharge capacity was measured. Moreover, after carrying out 
constant-potential charge of the cell obtained in examples 16 and 18 and the example 23 of a comparison by 
900mA of charging currents, and discharge voltage 4.15V, it discharged until it amounted to termination 
electrical-potential -difference 3.0V in 1800mA of discharge currents, and first time discharge capacity was 
measured. By having made charge and discharge on these conditions into 1 cycle, charge and discharge were 
repeated until it cut 70% of first time discharge capacity (elevated-temperature life piece judging Rhine) with 
the ambient temperature of 50 degrees C, and it asked for the number of cycles at that time. A result is shown in 
Table 8. 
[0070] 
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Mn: It is shown that positive active material is a lithium rich manganic acid lithium. 

Co: It is shown that positive active material is a cobalt acid lithium. 

nickel: It is shown that positive active material is a nickel acid lithium. 

P: It is shown that a negative-electrode active material is amorphous carbon. 

G: It is shown that a negative-electrode active material is an artificial graphite. 

PVA: It is shown that a binder resin constituent is this invention article obtained in the example 1 . 

PVDF: It is shown that a binder resin constituent is PVDF. 

[0071] The positive electrode which used PVDF as a lithium rich manganic acid lithium and binder resin as an 
active material from Table 8, The cell of the example 21 of a comparison which combined the negative 
electrode which used PVDF as amorphous carbon and binder resin as an active material It turns out to having 
reached the life piece in 50 cycles that reinforcement of the lithium secondary battery of this invention of the 
examples 12-14 which used the thermosetting binder resin constituent of this invention for one [ at least ] 
electrode of a positive electrode or a negative electrode is carried out to 250 or more cycles. Although the 
negative-electrode binder layer exfoliated from the copper foil of a charge collector and the deposit of a metal 
lithium was observed by this part especially in the example 21 of a comparison when the cell of a life piece was 
disassembled, it did not accept to the lithium secondary battery of examples 12 and 14. From the above thing, 
the lithium secondary battery using the thermosetting binder resin constituent of this invention was excellent in 
the electrolytic-solution-proof nature in the elevated temperature (50 degrees C) near cell use upper limit 
temperature, and since the swelling by nonaqueous electrolyte is remarkable and small, as a result of 
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maintaining the good adhesion between the interface of a charge collector and a binder layer, and the active 
material in a binder layer, the fall of discharge capacity was reduced sharply. 
[0072] Example 19 (preparation of thermosetting polyvinyl alcohol system binder resin) 
To the 0.51. separable flask equipped with an agitator, a thermometer, a cooling pipe, distillate tubing, and 
nitrogen gas installation tubing the polyvinyl alcohol (the Unitika, Ltd. make and trade name:Unitika poval 
UF200G — ) of a raw material Average degree of polymerization : :6.3 mass %24.2g besides 2000 and 
saponification degree:98-99-mol % and adsorption moisture (150-degree-C hot-platen top / loss on drying 
during 30 minutes), Toluene lOg of 322g (NMP) of N-methyl-2-pyrrolidones of a solvent and an azeotropy 
dehydration solvent was taught, under nitrogen aeration, stirring, it applied for 30 minutes and the temperature 
up was carried out to 190 degrees C. The middle, from the hit exceeding 180 degrees C, while the moisture in a 
system carried out azeotropy to toluene, it began to distill. After making the moisture in a system distill off 
keeping it warm at this temperature for 1 to 2 hours, and making toluene flow back until it was lost 
substantially, the toluene in a system was distilled off and it cooled to 120 degrees C. The distillate (others 
[ moisture ]) was about 2ml. Subsequently, 2.75g (the Wako Pure Chem Industries make, grade for electron 
microscopes) (it is 0.02Eq as an acid-anhydride radical to lEq of alcoholic hydroxyls of polyvinyl alcohol) of 
dodecenyl succinic-acid anhydrides was added in the dehydration solution of the polyvinyl alcohol in 120- 
degree-C incubation condition, and the reaction was advanced to it at this temperature for 1 hour. Then, after 
adding 2.58g (it is 0.05Eq as an acid-anhydride radical to lEq of alcoholic hydroxyls of polyvinyl alcohol) of 
succinic-acid anhydrides and advancing a reaction at this temperature for 1 hour, it cooled to the room 
temperature and the thermosetting polyvinyl alcohol system binder resin (NMP solution of pitch 8 mass %) of 
this invention was obtained. 

[0073] The weight average molecular weight (value which computed the sodium chloride as a polyethylene 
oxide polyethylene-glycol reduced property as measurement and palliative by GPC from the calibration curve 
created using the standard polyethylene oxide polyethylene glycol, using as an eluate the water solution 
prepared so that it might become the concentration of 0.1 mols/1.) of the obtained this invention article was 
73000, and the acid number was 78 KOHmg/g. Moreover, SP values of the obtained thermosetting polyvinyl 
alcohol system binder resin were 25.3(MJ/m3) 1/2. 

[0074] The polyvinyl alcohol of the raw material obtained in the example 1 of preparation and the comparison 
with PVDF estimated the thermosetting of this invention article obtained in the example 19, and electrolytic- 
solution-proof nature. The method of producing a film, thermosetting and an electrolytic-solution-proof nature 
appraisal method, and an electrolytic-solution-proof nature appraisal method are as having been shown 
previously. Thermosetting and an electrolytic-solution-proof nature evaluation result are shown in Table 9. 
[0075] 
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[0076] The above result to general formula (III) It turns out that the thermosetting polyvinyl alcohol system 
binder resin which has the thermosetting unit shown has the thermosetting which is not acquired in polyvinyl 
alcohol or PVDF of a raw material, and electrolytic-solution-proof nature. 
[0077] Example 20 (positive electrode a mixture preparation of a slurry) 
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while mixing the thermosetting polyvinyl alcohol system binder resin (NMP solution of pitch 8 mass %) 

obtained as positive active material in the lithium rich manganic acid lithium (Lil.l2Mn 1.8804) of 10 

micrometers of mean diameters, the electric conduction assistant (artificial graphite) of 3 micrometers of mean 

diameters, and the example 19 at the rate of a solid content volume ratio of 80:10:10 and adding NMP which is 

a solvent if needed — kneading — a positive electrode — a mixture — the slurry was prepared. 

[0078] Examples 21 and 22 and the examples 24-26 (positive electrode a mixture preparation of a slurry) of a 

comparison 

the presentation shown in Table 10 — an example 20 — the same — carrying out — a positive electrode -- a 
mixture — the slurry was prepared. 
[0079] 
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The rate of a solid content volume ratio of the positive active material as an example 20 with the same electric 
conduction assistant, an electric conduction assistant, and binder resin is the [0080] as an example 20. [ same ] 
Example 23 (negative electrode a mixture preparation of a slurry) 

while mixing the thermosetting polyvinyl alcohol system binder resin (NMP solution of pitch 8 mass %) 
obtained as a negative-electrode active material in amorphous carbon of 20 micrometers of mean diameters, and 
the example 19 at the rate of a solid content volume ratio of 90: 10 and adding NMP if needed ~ kneading — a 
negative electrode — a mixture — the slurry was prepared. 

[0081] An example 24 and the examples 27-29 (negative electrode a mixture preparation of a slurry) of a 
comparison 

the presentation shown in Table 1 1 — an example 23 — the same — carrying out — a negative electrode — a 
mixture — the slurry was prepared. 
[0082] 
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The rate of a solid content volume ratio of a negative-electrode active material and binder resin is the [0083] as 
an example 23. [ same ] Example 25 (production of a positive electrode) 

the positive electrode obtained in the example 20 to both sides of a charge collector (aluminium foil) with a 
thickness of 20 micrometers — a mixture — a slurry — a mixture — it applied and dried and the binder layer was 
formed so that coverage might serve as one side 290 g/m2. subsequently, this — a roll press machine — a 
mixture — bulk density serves as 2.6 g/cm3 — as — rolling out — 54mm width of face — cutting — a strip-of- 
paper-like mixture — the sheet was produced, a mixture — after carrying out ultrasonic welding of the charge 
collector tab made from aluminum to the edge of a sheet, in order to remove volatile components, such as a 
residual solvent and adsorption moisture, completely, the vacuum drying was carried out at 1 50 degrees C for 
16 hours, and the positive electrode was obtained. 

[0084] Examples 26 and 27 and the examples 30-32 (production of a positive electrode) of a comparison 
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the positive electrode shown in Table 12 — a mixture — the positive electrode was produced like the example 25 
using the slurry. 
[0085] 
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[0086] Example 28 (production of a negative electrode) 

the negative electrode obtained in the example 23 to both sides of a charge collector (copper foil) with a 
thickness of 10 micrometers ~ a mixture — a slurry — a mixture — it applied and dried and the binder layer was 
formed so that coverage might be set to 65g of one side/, and m2. subsequently, this — a roll press machine — a 
mixture — bulk density serves as 1.0 g/cm3 — as — rolling out — 56mm width of face — cutting — a short **-like 
mixture — the sheet was produced, a mixture — after carrying out ultrasonic welding of the charge collector tab 
made from aluminum to the edge of a sheet, in order to remove volatile components, such as a residual solvent 
and adsorption moisture, completely, the vacuum drying was carried out at 150 degrees C for 16 hours, and the 
negative electrode was obtained. 

[0087] An example 29, the examples 33-35 (production of a negative electrode) of a comparison 
the negative electrode shown in Table 13 — a mixture — the negative electrode was produced like the example 
28 using the slurry. 
[0088] 
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The condition (existence of exfoliation, existence of a crack) of a binder layer and the appearance change after 
nonaqueous electrolyte immersion were investigated about the obtained electrode. An evaluation result is shown 
in Table 14. 
[0089] 
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[Table 14] Table 14 
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* It is observation [0090] in one 1000 times the scale factor of this with an electron microscope after 50 degree 
C and 24-hour immersion. The above result shows that it can be satisfied with the electrode using the 
thermosetting polyvinyl alcohol system binder resin of this invention of these properties to the electrode using 
comparative PVDF or the polyvinyl alcohol of a raw material being incompatible in the adhesion of a binder 
layer, flexibility, and electrolytic-solution-proof nature. 

[0091] Examples 30-36 and the examples 36-38 (production of a lithium secondary battery) of a comparison 
As shown in Table 15, the negative electrode obtained in the positive electrode, the examples 28 and 29, and the 
examples 33 and 34 of a comparison which were acquired in the above-mentioned examples 25-27 and the 
examples 30-32 of a comparison Combination, It winds through a polyethylene fine porosity film separator with 
a thickness [ of 25 micrometers ], and a width of face of 58mm. After producing a spiral-like winding group, the 
aluminum tab terminal which inserted this in the cell can, welded the nickel tab terminal beforehand welded to 
the copper foil of a negative-electrode charge collector to the battery can bottome, and was welded to the 
aluminium foil of a positive-electrode charge collector was welded to the lid. Subsequently, after pouring into a 
cell container 5ml (the ethylene carbonate / dimethyl carbonate / diethyl carbonate which dissolved the 6 
phosphorus-fluoride acid lithium by the concentration oflM=l/l/l (capacity factor) mixed liquor) of 
nonaqueous electrolyte, this part was sealed in total and the lithium secondary battery of a cylindrical shape 
with a diameter [ of 1 8mm ] and a height of 65mm was produced. 

[0092] After carrying out constant-potential charge of the lithium secondary battery obtained in examples 30-32 
and the example 36 of a comparison by 400mA of charging currents, and discharge voltage 4.2V, it discharged 
until it amounted to termination electrical -potential-difference 2.7 V in 800mA of discharge currents, and first 
time discharge capacity was measured. Moreover, after carrying out constant-potential charge of the cell 
obtained in examples 33 and 35 and the example 37 of a comparison by 750mA of charging currents, and 
discharge voltage 4.2V, it discharged until it amounted to termination electrical-potential-difference 2.5V in 
1 500mA of discharge currents, and first time discharge capacity was measured. Moreover, after carrying out 
constant-potential charge of the cell obtained in examples 34 and 36 and the example 38 of a comparison by 
900mA of charging currents, and discharge voltage 4.15 V, it discharged until it amounted to termination 
electrical -potential-difference 3.0V in 1800mA of discharge currents, and first time discharge capacity was 
measured. By having made charge and discharge on these conditions into 1 cycle, charge and discharge were 
repeated until it cut 70% of first time discharge capacity (elevated-temperature life piece judging Rhine) with 
the ambient temperature of 50 degrees C, and it asked for the number of cycles at that time. A result is shown in 
Table 15. 
[0093] 
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[Table 15] Table 15 
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Mn: It is shown that positive active material is a lithium rich manganic acid lithium. 

Co: It is shown that positive active material is a cobalt acid lithium. 

nickel: It is shown that positive active material is a nickel acid lithium. 

P: It is shown that a negative-electrode active material is amorphous carbon. 

G: It is shown that a negative-electrode active material is an artificial graphite. 

PVA: It is shown that binder resin is this invention article obtained in the example 19. 

PVDF: It is shown that binder resin is PVDF. 

[0094] The positive electrode which used PVDF as a lithium rich manganic acid lithium and binder resin as an 
active material from Table 15, The cell of the example 36 of a comparison which combined the negative 
electrode which used PVDF as amorphous carbon and binder resin as an active material It turns out to having 
reached the life piece in 50 cycles that reinforcement of the lithium secondary battery of this invention of the 
examples 30-32 which used the thermosetting polyvinyl alcohol system binder resin of this invention for one 
[ at least ] electrode of a positive electrode or a negative electrode is carried out to 250 or more cycles. 
[0095] Although the negative-electrode binder layer exfoliated from the copper foil of a charge collector and the 
deposit of a metal lithium was observed by this part especially in the example 36 of a comparison when the cell 
of a life piece was disassembled, it did not accept to the lithium secondary battery of this invention of examples 
30 and 32. since it is small, as a result of the lithium secondary battery using the thermosetting polyvinyl 
alcohol system binder resin of this invention is excellent in the electrolytic solution-proof in the elevated 
temperature (50 degrees C) near cell use upper limit temperature, and the swelling by nonaqueous electrolyte 
boiled it markedly, and maintaining the good adhesion between the interface of a charge collector and a binder 
layer, and the active material in a binder layer from the above thing, the fall of discharge capacity was reduced 
sharply. 
[0096] 

[Effect of the Invention] This invention can offer the thermosetting good polyvinyl alcohol system binder resin 
of flexibility and flexibility which is excellent in the electrolytic-solution-proof nature in the elevated 
temperature (50 degrees C) near the use upper limit temperature of a lithium secondary battery, and does not 
have the crack of a binder layer, and exfoliation and omission at a cell production process, moreover, the 
mixture containing said thermosetting polyvinyl alcohol system binder resin — the fall of the energy capacity in 
[ conventionally which was produced by using the electrode obtained from a slurry, using PVDF as binder 
resin / cell ] a 50-degree C charge-and-discharge cycle — large — it can decrease — an elevated temperature — a 
long lasting nonaqueous electrolyte system rechargeable battery can be offered. 



[Translation done.] 
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^Aax#*->«»»a>-*tt»aiay y vv;i,x-f 

—;ufflx/K* ^ U -b U >fflX7K*->ajB*a>* 

xx^;i^cD-^t£^#j&v*U yy;nxfik fh? 
t KP7^^B^y'Jy^HXf;k KP7 

i^fik *^^-f ^-K^y»J^>i;;uxXTr;Hp(OX 
H'SEflBSay y yy;i/xxf;k n , N-i/^uy^ 

7-'JX N, N-2?4f y£/S?JU h«J7WP> 
-y>*<D=Wtt*»*yy$^U7 5:/ % N, N, N', 
N ' --T- h7v' , Ji/^-4 1 / y7xx;b> 

1.3 -t^X (N.N-yjy^/^y^^) 
->^p^4r-y>. N.N.O- h'J^'Jyy^-p-75 
</ ^xy-;H|(D^*ttg3?#3Kyji>v;urs>. 7'J 
£ y y£ vx7te^*>7'-b^— T'j-^-r^ y ^ 

^X7K*->r^^— K 7<JW*y -v^yxTK+i/* 
Jb#*->U— K e-jk>^PA*t>yt^yK^ 
x S flgffilBSC x # y^'JyyjUty>h^> 

^r-f^#Wx^^Bl % ±lBLfcx«gfg^^^(DX7K 

7ytf>K, e>'J>i, T^-r>K. -b/<v> 
Kf*>rB, x^zi-9->x^ 7;i^u>x— t- 

^^i>x>jg^w^*;u^>K, 
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■tJ->^^*i?*7U7K>KH) &tf/x lipases? * ^ 

[0 0 3 2] ZilbOtpVlZ* *«IS(0tK'J tf—JU7Jl 

i mmizttLx. x?K#'>^ig©x^->gAto. o i 

~5ai*tfffL<, 0.1~4aii( < tyffJL< > 
O. 3~3a*^fZ»*L<. O. 5~2S*A<8i4l!)T 

x7K*->«fB§©x;je*->ga<o. o i a** 

+#£fcy. X7K4r^8g<0x^.> SA t 5 ^ 4 ^ s>L 

[0 0 3 3] ^^'j;UT^ 'J U— 'j;UK^S'& 
fei: XTK+^BitiDSJSjagli. 4 O ~ 2 5 O °CA<$* 
£L<. 6 0-2 00°C/l<J:y»*L<. 80-1 50 
°Ct1-%Z±tfft{z»3-U,\ SJS^rai*. 1 o 

»«-tWS L < . 30»~10 B#fig*< J: y $f * L < . 

i ~5^H<t-r-5ct*t#icjf$LL^ srsiaa*<4o 

°C*at?(*Sl6A<^ LJ= < <.> Rj£;M£7!><2 5 0°C£ 
&H5£|= J: y Xtfyjuibt-ft - <t A<$> y . £JS 

[0 0 3 4] *£BJI-fclf* (c) LT I*. #1= 

-ifctf y d-^7Jba -;umsfli,t m&WtmykMa t ©£ 

**t£$fc;l£SS&Jj!><cfcy#3:LlN 0 £*i&<7) (c) fig 

[0035] *nw<D&mit&/M ^v®mMtfwa#o> 
(a) (b) i&x<»m-£m-&&. (a) fig$j-i o 

OggfflJKttLT (B) fiB»$1 -5 OgSgp<fr*C 

t*<»*L<. 3-3 on&mt-?zzttf&v$r£L 

<. 5~2 0SfiSB<!:-r*Ci:A<!ttl=»^l,tN 0 (B) 

(B) JS»*<5 0gfigB*je^.^,i: v SSUHbtttftST 
U HmSiSfttA<i£T-r4„ (c) fiE»CDE^9J 

cr (c) fig»^srfc«), »RL-r*«t(.^tt«a>*t 

*ft-So fcfc. -flftS(lll) T?iF$;h.<l>g&$Hb1£3.x.;, 



[0 0 3 6] *38K<Di&lHbte/W >$f#JM|§jai&IC 
It. (A) . (B) &U (C) /SttiilrtO!) 

[0 0 3 7] ©^JSU^y — li. 

i,. xlBOfiE«- (A) % (B) ifctf (c) ftttt£#t;g& 
«fl:t£/<<f >?4MMSja*& jE««ftltXliJttt3ftlt 

<<kt» -flftxC(ni) v&tti&msuti&o.-*/ h^m 
■r*«M8Hbtt»Ky bfxvuTvm— jujs/w >^'mms.u 
mmtetMait&u >$f msm&V) tmmmittst. 

e.<0-5*.t?l±7'5 K«. ^UTStl^-sfc^a**^ 
J§SOA<Sf*L<. +T-tN-^f;i,-2-en'JK^S 
l*-€-*t*^tr;l^jSSiJA<J: y»* LL> 0 C*i&fl)»»| 

[oo3 8] itreojEa&tfflasttK&Lra. 

-7AZlJfeajfe(D3fctt«l=J:y RTifiB*ll=y^«7A'f^->S 

4x-5„ **>\ iEfiiro^X^ >) — Izli, *— 7tf>^^.y 
^-¥>7-<s7U>7? v^«0>««Sli»«J|LH-CXIi:-a 

[o o 3 9] +a>IHIfl:tt»KU exyur^u 

a W > $r«8g t jEm7S<tonxitfkM7S®& t <D 

ttmttm c/w>y«»/s*m [1/99] ~ 
[20/80] zntmttm ou^vm 

BB/SftR] A< [1/99] *5ST-I*. S^SjgxST? 

^a9H©«i^ pjm ■ summit lx. mmtinm&tf 
m&tftt®uz< <. [20/80] ^e^^t. y^ 

-7 A x*SJ6 <0 x ^.;u4f— §fi*<(ST-T -5 <® IS] Mfc 

[0040] *&Bj}o)mmit. ±.n-&m*=7>j—&mn 
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[004 1] *»eS0^*lg;SiZ*iaa)|f*i« 

5**^A — K S/x^/UA — 7f?^— K 
x^;uA-,1f*-hi?<DA-7t**-hg. r-^n^ 
^ h^O^^ h>S. h'J^h+y^^X 1, 2- 

**>KS. 1, 3-v^v^>. 4->^-l, 3 
®. BtK^;^ 3fne^-> 

Oxxf^S. hU^7-<A % f >7^7 

xW7>f0X^t7>a, 3 -> ^;u- 2 

OX^h>aft^<D*«»JMrr % L i C I o 4 . LiB 
F 4 . Li I % L i C I 4, L i P F q % LiC F 3 S 
03 % LiC F3CO2. L i A s F 6 . L i S b F 6 . L 
' B 10C 1 10. L i A I C I 4 % LiCL L i B r % 
L i B (C 2 H 5 ) 4% L i CH3SO3. L i C4F9S 

o 3 . l i (CF3S02) 2HUt'<Dnmn&?&MLtzf8 
i p F 6 sj§«Lfc^7Ke^^^LLx e 

[0042] mmm&om#;&$i<D®mt±'<'7 
(spfii) \t % &m-t*'U>?®mo>spmt3 cmj/ 

m3) 1 /2J; y />& t x £ £ gjn t ^^fpft^g < ft y ffl 

A — tP*— h&tfi/lfil/A- h(£S Pffif*. 2 
0. 3(MJ/in3)1/2ai/l8. 0 (MJ/m3)1/2-cfey^ 

^fflT*fc£x^U>A--7tf*--r«<7>S Pflltt. 3 0. 1 
(MJ/m3)1/2-efe£ o 

[0 0 4 3] /W>^SI<7)SPfi|fi % 1b4M*& 

L/>KtC^-r§5§Stt/\°^>-— $r ( S P) OSflJ" % g 
2Ii]7Ky7-«^^^~7A^i'ft, 167-168(1993)). * 

tlfcffi'Cfc&fo. F.M.Barton, Chem. Rev. , 75,731 (197 
5) ;|»#»= t ^®#;fttff#(D/rtf)<7>||^iS»^ X 



4*tf**£RK*L 1981. P. 80-85; =JH-#:»R&8 

msr tt^^ttsxtaffia, 1971, p. n 5-1 1 6) . 

tztzU PVDFOSPmim&m (I 4. I (MJ/m3) 
1/2 ) £H$Jffi (2 3. 2 (MJ/ m 3)1/2) (DfttCDSl^* 
$Wztb % ^SgBJfZfcttSP VD FIDS PfflfiUfflfllt 

[0 0 4 4] **BJCD^7KS«?SSX^m*frfc 

fclt^sgfi. 1 o%*a, »*C<(*5%*^M 
«tt±JH= cfc £ th A<£T < * (D t £ *L* 0 

[00 4 5] *&BM<D&mtfe/u % -s?mmi*. ^014 

flMffli£*&c&@J&$tt*igtfc^9 o : 1 OiB^S. 1 5 0°C 
23±2°C. ;1g5±2%) Wt'|g6 Ommxgi2 0 

f&m&ftmizLxmzmt. i«*ib^«i 00 
go>^*^y#it^ 0 co«sis-i #m«»u 

[0 0 4 6] 

[nssfl?y] i^T. mmmiz&i)*&Bji$zb{zmi,<m 

^031 : (A) &L#<D<Sm 

^att. Biae&t/fi«**x3SAe« 
SfiSLfci y ^ h;KD-tr/\°v^;u^^x=]rc % TKye^i 

7ff/<-;UU F200G, ^S-g-g : 2 0 0 0. \fA,it 
g: 9 8-9 9^%, (1 5 0°Cf»«±/ 

3 0^HKJiMa) : 5. 3 5 1.01 g % 

(C) S^I:ffiStSN->f;i,-2-en'j K> (Jsi 
T. NMP£l*«3) 6 44gWh;H>10g?ttii 
^ S^il^T. »}?L^<&3 OftfflfrlfT 1 9 5°C 
f^^Lfco 1 8 s°c%m?Ltz&tzyfre> % 

a)7K^<h;ux><h^L^^bgfflLf*i:tofco ma 
If T? i ~ 2 B*H«a U h;ux>^ji3S$-i+/ c f^<? ) ^rt 

*Htfe) fiiKj3m I XS>^tzo 

[oo4 7]*i^ 1 2o°cssttHfza5&7tcy en 
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iaii:»u 8i*Md:Lro.o7ai) 

u f^sg-emras«;*jttofc^ m^x>%mu 

(A) /2»8at%0) (C) j£#;§fc£|§fco 

(a) n£»oag^i&^g (Gpctm 

Lxmti-h l J<?A$: o. i^e;u/u *v h;KDa®iz* 
x^u>tf-*t>->r K • #'Jx^u>$nj a-;u$ffli\r 

\sis<ft)^-)i,&nmt Lxnm Ltzmi i*nooo 

O. B|tt78KOHmg/gT?fe-Df: e *fc. f#£*L 
(A) /£#<DS Pfitf** 2 5. 4 (MJ/rn3)1/2 T ^ 0 

[OO4 8]ISS0yi : /-K'J e->U7JH]-;i,7K^?ft<D 

Bit! 

«#8L ^Kth )$WW£&ffiLtzO. 3 u * Muo-te 

'J fx^Z/Uzi— ;H 6.90g, $8*1 8 3. 1 g£f± 

#£PU #'J f-;u7 r ;ua-;u8gg%7K^$fif- 0 
^K^ftfry icnmp^jbi^ttKu tfx;u 

[0 0 4 9] ^/£0l]2 : (B) j£#<D^j$ 

o. 3 u <y h;KD-b/\°^^^^xniz % mmmm^* 1 ? 

£ttSL SS« : K7P-CBL3098, Sfi¥ 
^ttT-fi :3100, MM :97KOHmg/g) 10 

9-29g, tfx^xy-^A^x^^fli ( = #ib 

*t*a*tt«. SS« : E POM I K R140P, I 
7K**>iSfi : 1 8 7 g/e q) 7 O. 7 1 g (^j§S0^ 

^ilSil:»U xjff+vgt LT 2^fi) £tt& 
*K fi*a»T\ «#L£A<£1 OtfMj&MfTI 5 0°C 

(c) «»f:ffiat^NMP7i: i 4 g &mim Lxm 

a*^lU (B) j£#7 0Hfi%<D (C) 
[0 0 5 0] f»6tifc (B) j£#tf>Sfi¥*3#^S (G 

U>&jJ{I£LTiiaiLfc{iI) 1*2.1 000, x* 0 **> 
^&it2 3 7 7 g/e q. Kffil* 1 KOHmg/g*8 



T'fcofc, ^iSWlT'^fc (A) ^(DSaSfttt^Ba 
[005 1 ] ^-f )\,l±<Dftm 

mmois&zmm ■ sssas^cDMii^3 o ^mis 

7KUxtu>^u77^ u— h (JiiT. tpe 

TJ tBSf) 7 < }Vlx±.\Zi§—\-%5m Ltz&^ 100°C 

co^ffi±r*i mmftK&mLtzo &i*x\ c*i£i so 
°c(DS^I£««rtr*3^raMffirsi»fflS*^^^ PE 

[0 0 5 2] Mftttlffljai 

2 5 0 C$g&SH§rFT-. ±lBfES:7^UA£fcfcJ:*3 
OmgtHJflfcy. 13. 5m!*77iX^'Ja-f* 
^8mlO)NMP|caS*1*ffi<tLf:S, 15O°C0t 

-< ;ukx*t*3 o»MliDi!&-rs. ^-r^A^±icj§« 

^xi^t><D£®mt&&&tmmLtz t > 
[0053] wmmm&wmm 

2 5 0 Cffift§iiTt', ±fBtt£i^;i,A£fcifcJ:*3 
Omg ]Em\Zfty%jLy % 13. 5ml*7X8X^j2 
— WtpfftBm I 0>2McB8??fc (1 MtDafirA^sMbU 

Tff^— h/yif;^- h= 1 / I /1 
*ixy<b^gL 
g?&yu-h\ JUTflOfiU l^m^M^ikLtz^ 2 5 

*a>iia«*i 5 o°ca>eiia4>i-{i»jir2 4^h«s 

Ltf&&t<DtfrteLXWinM&&*&. so°cmfsm 

*<1 0 0%*®^.^t<Dt,f^«fcSHSS;Stt^Fa. 5 0 
°CIg / : ||gOfil7i<2 5%«nftO)fl|J: U*#< 5 0°C^S 

soffit i 0-1 o 0%r*fc*tiO^wa««tt : i : ji. 
5 o°cg^&cD{!#2 5 < te»afta>ffl € fey**< 5 o°c 

mmLtzo 

mmm (%) = c (^atscoga-^aifitKDss) /a 
aw^a*] x 1 o o 

[0 0 5 4] 
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(A) /£» 


7*A-=l— /V 






mm 


<IlJg«#) 










6# 


*6 




2 sxmm 


% (%) 


1 


9 


wmmm 




E (%) 


2 


4 













L-r c t tftf^S. 
[0055] HJ6C3 1 CM&BJKDKHKb&A-r :>y«f8& 

^J*0IJ 1 "C?t§fc (A) j£#8SCS%<B (C) fi£«-jgj££ 

(a) fiE»gi«i?i ooRfigpt. -tmmzvmz 



(B) fiE»7 0H%(0 (C) (B) mx& 

[S2] S2 







PVDF 










A# 




2 StfiKglK (%) 


1 


1 6 


5 or^rPI^ (%) 


2 


20 






4KB 



t\,z\—)\,JkiU >5WJMBjfttaii p v d f -c-iili fefrfc 

[0 0 5 6]HM2 (3E«*MX9U— 

^iStsMy^J* (LM. 12Mn1. 8804) . ^Pi^|4S3^m 
©^BiftSiJ (AitSfS) fttfUltfll -e*fe»«1btt/< 
-f >^<S«fi)S1&$8 0 : 1 O : 1 O OS^^frajt^T? 



[OO 5 7] 4&t/:ifc^ffyi~6 (IE 

X^'J-CDlggi) 

'J-£iBiSLfc„ 
[O O 5 8] 
[S3] S3 



sea 


(¥»10^m) 


(NMPjfiB 














mmi 




PVDF 


ifci&0»j2 




PVDF 






PVDF 


JtR094 




1 (a) &&w& 






1 -cwt ( a) tmm& 






&m 1 T-#*L<A)/$#wa 



«s«iffli*iij£0!i2t^i: 
[oo5 9]njfigas (.nm^m^ij-omm) 



U «&g(=fS ttNMP$£L)S*««,;iaLt^S| 
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tt§fl2 O 03 - 1 5 7 8 5 1 



[0060] mmm6Rittt«Lm7~i o (jm*jhx 

3 >J—C 



[*4] *4 





W8ttfe2 0*m> 


(nmpM) 






l^#J 1 r-^Tt^^rg, 






PVDF | 






PVDF 






1 -C#fc IA)&&W& 


tmmi o 







[o o 6 1 ] mmw7 (iEfii©ffffi) 

J?*2 o mOTSmtt: (T;u5^.-j7AIS) ©iagsic. H 
*^r% -*T.Sn-yu^UX«-e^S!l7!)^*SgA<2.6g/ 

*fttl^tzmftl£#%&±izm : £1rz > tzlb. 150°CT-1 

[0 0 6 2] HJfiglj8, 9RZfitmWl 1 ~ 1 6 (iEti 
©ffcS) 

a 5 ic^-r jEfii^jx ^ 'j — sfflc^mseii 7 1 m&iz 

[«5] $5 















mmi i 




tmmi 2 


it4fr0»J2T#*:t><Z> 


&®mi 3 




tfc$fc0ll4 




tmmi 5 




tt*09l 6 





[0 0 6 3] HS6«yi o (gfiia>fE8() 

£ n b^i-c^Sil^ $ . 0 g /cm3 1 ft -5 cfc 

5l=ffiffiU 56mm*ilZ^)BfLrSiBH*G>&SJ->— hS 

[0064] ftlfeffil 1 1 &l/ltSS01J 17-20 (ft«0> 

a6ic^-Tfifii^mx^'j— ^ffiixx. StflECII 1 otfs\ 

[0 0 6 5] 
[S6] $6 







HJfeWl 1 




JttHfUl 7 


JtttW7-c»fc#SiMHia 


\mmi 8 




tumi 9 




Jt^2 0 





[0 0 6 6] 
[&7] 
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IB 
























m&MioxmttmM 






zm&inxmftmm 


Mi. tKmh^b 


' ■ WW x rrj **» \** 




Ml, XMMfaM'L 






M& txj&ax&L 




tm&mxmftnm 


















itM&mxminM 


-f^xGMSL x>xmti 






Mi* TXmhML 






m& twwi&u 

















* 50°C. 24Kn9l9ltt(Z«7HfKtt-C!ft*1000fft-C« 
[0 0 6 7] W±<Dtt*^6 % M(DPVDF^ (A) 

[0 0 6 8] HSfi0!I12-18SI/ltKeij21-23 (U^^A 
Sfio-ii". fS<^25/im v $158 mm (7) tK 'J X^U>fi&^?Ug 

A* Lfco *t%-e. SMcBSSfc (1M 

— #*— h/v> 7iUA— h/SJx^ju* — tK* 



K = 1 / 1 /I (ttit) Sdtt) tKAMl=5m 
l^ALfcl C<Dffl»*^L«>rffiBBU Hgl8m 
rru ^^eSmmCDR^^COU^^A-^B^feSf^SL 

[0 0 6 9] *«6ffl|12-14ai;it«fiy21-C»fc«;^^A 
— &m%L : £* 3tSB3S400mA. «||»«ffi4. 2VT?ffi«aE 
tt««SfE800mA-C|fc[t«ffi2. IVlzmTZ 

5,17ai;tttt«|22-C»fc*»S % ^aS3S750mA. $fl 
KSff4.2V7?S«ff?EBLfc«. ttfliagE1500mAr» 

SS5S900mA. 1WBB«JE4. 15VCS«ff3tBLfc«. ft 

BBssi8oom a -c^ihBEE3. ovrcg-r a^-c-sa LTSJ 

[0 0 7 0] 
W8] ^8 
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*« 




^feffll2 


ISM 7 CMn,PVA) 


H#S#|10 (P, PVA) 


3 0 0 


mm™ 


®£#)7 Qfa,PVA) 


B£ttfl|]7 (P PVDF) 


2 5 0 




ifc$S#Jil Orfn,PVDF) 


^JlO (P,PVA) 


2 8 0 




(Co,PVA) 


(G.PVA) 


2 5 0 






2l2£01Jll (G,PVA) 


2 8 0 


mmu 


ifc«fl]12 (Co, PVDF) 


^fe^lll (CPVA) 


2 5 0 | 


Hi£tfll8 


ifc®H*Jl3 (Ni, PVDF) 


H^Jll (G,PVA) 


2 5 0 




Ofo.PVDF) 


J4*E0!ll7 (P,PVDF) 


5 0 




tt**Ul2 (Co, PVDF) 


Jfctfc#]l7 (P.PVDF) 


2 00 




ttg^Jl3 (Ni, PVDF) 


£bg*#Jl8 (CPVDF) 


15 0 



Co : IEfiia%lS^3/<;UK®'J^'trAt?&^Ci:$^ 
"To 

f 0 

pva : /W>*r«MM*tfmMi r*#fc*«Bja 

PVDF : / W^«IItt«fttfPVDF1?S5CiS 
[00 7 1 ] i8^t,, SttJti Lt'J^A'J 

>tt>mv /w>ytttLtPVDFtfflt^ 

"CPVDF *«t*fcft«£ Sffl^t>1*fcJtR««21 CDS 

a^ft«a>*tt< tt-^«aic. **wa>«iBHbtt 
/W >y«ii«jsei6* fflL^fcsijfifl!ii2~i4a)*ftiBfl!) u 

(5o°o -ca>»««att«c«tiTfey. 

[0 0 7 2] SffiflM 9 (&^b&^u trxjuT/ua- 
mml mam* »*p«. Bffl©&i/s**x»Aes 



« : .=L~^7K/<— ;UU F200G, spJSfi^a : 2 0 
0 0. ItA/lbJg : 9 8-9 9Wo, KVTK^fib (1 5 
0°C|ftffi±/3 OftHMKMUt*) :6.3fi%) 2 4. 
2 g. S3U<DN-> ^;U-2-fcfPU K> (NMP) 3 

2 2 g Rtf&i&tft7kmm<» h;ux >10g * tt&* % g 

sssLti 2 o%*-e*siLfc. sajft ii 

*!)2m I T*&-z>tzo &l^"C% 1 2 0°cfiUSif*1g|::&57tf 

K) 2.75s (#'J tf— jut^hj— ;KD7;u a— ;H± 
t KP^ri/;Hi S*lc»U SSSSTkt&S* Lto. o 

=l/\^K^7Kfe2. 5 8 g (tK'J fx;u^;uzi— ;u 
ItLto.osii) SSSdu nflS-ciftNLEft 
x;ix^;uzi -;u^/\v s tt%0) n m 

[0073] m*frtz*nw&o)mm¥-i$tt z Fmi (gp 

Ltfflt\ ^fM*Ux^u K • tK'Jx^U> 

fcfl) 1*7 3 00 0, iili7 8KOHmg/gtfco 
<<>y<S}§g(&S Pffili. 2 5. 3 (MJ/m3)1/2-efe 0 fc o 

[0 0 7 4] gKffigy.i 9T?»fc*»lBfl©tt«<bttiiS 
;usu:pvDF<ha5itR-ci¥ffiLfco Z7 4 )l,J*0)ttm 
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sl m»btt&tfM«ffttttirflitt. »«Mjftttiratt [0075] 









P VD 
F 
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